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copper(II) derivative containing both cis- 
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Russell G. Baughman, Harvest L. Collier SCN, SeCN~ ) containing 4-( N,N -dimethyl- 
amino)pyridine (4-dmap) has been prepared. 
X-ray diffraction, NMR and IR_ spec- 
troscopy are utilized to elucidate the nature 
of pseudohalide coordination. A rare crystal- 
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hydrides in 1 is involved in the hydrogena- 
tion of CO,. The labeling study with DCI in 
D,O indicates that the complex 1 transforms H> + CO; + MeOH + H2O+ 
CO, to methoxide. 
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Substitution of inosine and guanosine-5’-mono- 
phosphate for chloride, and water on Pd''(poly- 
aminopolycarboxylate) complexes: mechanistic 
controls in forming Pd'(pac)L or Pd'(pac)L, 
products 


The substitution reactions of inosine (Ino) 
and guanosine 5’-monophosphate (5’'-GMP) 
proceeds at Pd'! iminodiacetate-derived com- 


ie} 
R 
plexes, [Pd'(pac)X], by associative inter- — 
change intermediates (I,) that are more | L 
trigonal-bipyramidal for X = H,O and more be, om” 
square-pyramidal for X=Cl~. The more 6 i 
stable products are N-7 coordinated. Pres- a 


ence of one anionic donor, either Cl~ or 
5'-GMP causes addition to stop at the first 
step, forming (Pd'(pac)L] complexes, 
whereas the species for X = H,O and neutral > 
Ino substitutions proceed to bis [Pd''(pac)L,] 
with identifiable cis and trans isomers. 
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Plutonium(III) - catalyzed Meerwein—Ponndorf 
Verley reactions 


The reactivity of Th(IV), UCI), Pu(III)/i-PrOH 
Pu(III) and Pu(IV) iso-propoxide in the An= Th, U, Pu R 


Meerwein—Ponndorf-—Verley reduction of 
ketones by iso-propanol have been examined 
and compared with the reactivity of 
analogous lanthanide and transition metal 
systems. 
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Synthesis, structures and electrochemical charac- 


terization of ferrocene-substituted porphyrin and 
porphodimethene 


Large steric bulkiness of ferrocenyl group 
makes it possible to isolate air-stable por- 
phodimethene H,1. Compound H,1 was 
proved to be an intermediate species of por- 
phyrin H,2 in only photooxidation pathway. 
Two ferrocene subunits of H,2 communicate 
with each other through an extended conju- 
gated nm-system, while those of H,1 are elec- 
trochemically separated. 
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Molecular structure and magnetic properties of 
[Sm(LH,)- 
(NO,).(H,O)JNO,(H,O), (CH;OH),; and [Cu,- 
(LH,)(H,O0),](NO,), complexes (LH,: Schiff base 
ligand derived from 4-methyl-2,6-diformylphenol 
and 1,3-diaminopropanol) 


Mononuclear lanthanide(III) complexes 
(Ln = Gd (1), Sm (2), La (3)) and the dinu- 
clear copper(II) complex (4) of the macro- 
cyclic ligand LH, have been prepared. Single 
crystal X-ray diffraction studies were carried 
out on 1, 2 and 4. 'H and '°C NMR spectra 
show the same structure for the La(II]) com- 
plex 3 as the one determined for 1 and 2. 
Magnetic susceptibility data are given for 
these complexes. 


Z.N. Chen, R. Appelt, H. Vahrenkamp 
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Cyanide-bridged trinuclear complexes based on 
central bis(hexafluoroacetylacetonate)metal units 


The metal hexafluoroacetylacetonates 
M(hfa), (M = Mn, Fe, Co, Ni, Cu, Zn, Cd) 
were combined with  metallocyanides 
L,,M’-CN (M’ = Fe, Ru) to form trinuclear 
complexes with M’-CN-M-NC-M’ back- 
bones. Their electronic nature was probed by 
structure determinations and cyclic voltam- 
metry. 
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Electrochemical oxidation of Rh(I) to Rh(III) in 


rhodium(I) B-diketonato carbonyl phosphine com- 
plexes 


Cyclic voltammetric studies revealed a direct 
relationship between the irreversible oxida- 
tion potentials of Rh(I) to Rh({III) in com- 
plexes of the type [Rh(I)(B-diketonato)- 
(CO)(PPh,)] and the pK,-values of the free 
B-diketones dibenzoylmethane, benzoylace- 
tone, benzoyltrifluoroacetone and trifluoro- 
acetone. The effect of different solvents on 
the reduction potential of these complexes 
proved solvent co-ordination. An ECE, EC 
and EE electrochemical mechanism is pre- 
dicted. 
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[Rh(dbm)(CO)(PPh;)] 
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Synthesis and structures of ammonium and te- 
traphenylphosphonium salts of (u-oxo-diaquadiox- 
alatotetraoxodimolybdenum(VI). An _ interesting 
example of intramolecular hydrogen bonds within 
the dimeric anion 


The reaction of molybdenum(VI) oxide with 
oxalic acid and RCI where R = NH, (1) and 
(C,H;),P (2), results in the formation of 
molybdenum(VI) oxalate complexes of the 
general formula 


Whereas in the ammonium salt the 
Mo-O-Mo bridge is linear, that one in the 
corresponding tetraphenylphosphonium salt 
is angular with an angle of 162.42(15)° at the 
oxygen atom, stabilized by intramolecular 
hydrogen bonds between coordinated water 
molecules and oxalato-oxygens. 


Q. Lu, Alok Singh, Jeffrey R. Deschamps, 
E.L. Chang 
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Cu(II)-containing cross-linked polymers for the 
hydrolysis of 4-nitrophenyl phosphate 


Active polymeric catalysts were made from 
non-reactive monomeric complexes. The 
Cu(I])-containing cross-linked polymers 
made by incorporating [Cu(L1),]X, (N-(4-vi- 
nyl)benzyl ethylenediamine (L1)) and 
[Cu(L3),JX, (4-(4-vinyl)benzyl diethylenetri- 
amine (L3)) catalyze the hydrolysis of 4-ni- 
trophenyl phosphate with first-order rate 
constants of 1.33 x 10~° and 1.04x 10~° 
s~', respectively, at 55°C and pH 8.5. The 
crystal structures of two of the metal centers 
are also reported. 
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Synthesis and characterization of Co(II), Ni(II), 


Cu(II) and Zn(II) complexes of 4-amino-1,2,4-tri- 
azolidine-3,5-dione (urazine) 


The complexing capability of urazine, 4- 
amino-1,2,4-triazolidine-3,5-dione as neutral 
(Hur) or monoanionic (ur) ligand was inves- 
tigated towards divalent cations (Co, Ni, Cu, 
Zn). Several compounds were synthesized 
and the crystal structures of CoCl,(Hur),° 
4H,O (1), Zn(SO,)(Hur)-2H,O (3), Cu,- 
(NO,),(ur),6H,O (8), Cu(ur),4H,O0 (9), 
Cu,(SO,)(ur),-2H,O (10) were determined by 
X-ray diffraction methods. Hur acts only as 
N,O chelating agent in 1 and 3, whereas ur 
acts as monodentate through the deproto- 
nated triazolidine nitrogen atom in 9 or as 
tridentate in 8 or tetradentate in 8 and 10. 


Gregg J. Lumetta, Bruce K. McNamara, 
Brian M. Rapko, Richard L. Sell, 

Robin D. Rogers, Grant Broker, 

James E. Hutchison 
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Synthesis and characterization of mono- and bis- 
(tetraalkylmalonamide)uranium(VI) complexes 


The complex [UO,(NO,),(TMMA)] (TMMA 
= N,N,N’,N’-tetramethylmalonamide) was 
structurally characterized by single-crystal X- 
ray diffraction. The complexes ([UO,- 
(THMA),|(BF,),(THMA = N,N,N’ ,N’-tetra- 
hexylmalonamide) and [UO,(TMMA),]- 
(OTf), (OTf=triflate) were also prepared. 
Comparison of the FTIR spectra of these 
complexes to the spectra of complexes 
formed in liquid-liquid extraction systems 
supports the hypothesis that complexes of 
the type [UO,(NO,),L] and [UO,L,)(NO,), 
form in the extraction systems. 
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para-Ethynyl aniline as a building block for fully 
m-conjugated ligands and acetylide complexes: 
crystal structures of trans -{[Pt(PPh,),- 
(C=CC,H,NH,),] and 
H,NH,)] 


para-Ethynyl aniline has been used to pre- 
pare new n-conjugated ligands and acetylide 
complexes such as trans-[Pt(PPh,),(C=CC,- 
H,NH,),], which in turn has been used to 
synthesise extended chain complexes with 
amide, imine, imino-phosphorane and ferro- 
cenyl imine units. 
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”"™Tc-labeled chemotactic peptides: influence of 
coligand on distribution of molecular species and 
infection imaging properties. Synthesis and struc- 
tural characterization of model complexes with the 
core 


The identity of the coligand can have a pro- 
found influence on the biodistribution of Tc- 
HYNIC-conjugated peptides. For the coligand 
set, mannitol, glucamine, glucarate, tricine and 
glucoheptonate, °’"Tc-mannitol-HYNIC pep- 
tide has the most favorable combination of con- 
centration in infected tissue, T/B ratio and 
biodistribution in uninfected tissues. However, 
the complex structural chemistry of the Tc-hy- 
drazino-coligand complex results in product 
mixtures, an observation confirmed by model 
studies, which also suggest that more rigid ONO 
donor sets are more appropriate. The model 
complex 
N)(HNNC,H,N)] illustrates this point. 


Beom-Sang Yoo, Nam-Sun Choi, 
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Electrophilic attack of alkyl halide at the cyanide 
nitrogen in trans-[Fe(H)(CN)(dppe).]: preparation, 
structure, and properties of trans-[Fe(H)- 
(CNR)(dppe).]X (dppe = Ph,PCH,CH,PPh,: R = 
Me, Et, Pr, i-Pr, n-Bu, CH,CH,Br, CH,CH,CH,I, 
CH,CH=CH,, CH,C=CH; X = Br, I) 


Dissolution of trans-[FeH(CN)(dppe),] in 
various alkyl halides (RX: X = Br or I) under 
argon led to the formation of complexes of 
the type trans-[FeH(CNR)(dppe),]X. In these 
reactions, alkyl halides behave both as 
reagents (electrophiles) and solvents. Molec- 
ular structure of compounds 5 and 13 show 
that the M-H hydrogen (or halide) in both 
compound appears to be dihydrogen-bonded 
simultaneously to the two C-H bonds. 


R= Me (2), Et (3), Pr (4), CH2CH2CH2! (5), Pr (6), 
CHAH=CH, (7), 


X= Br; 


R= Et (8), Pr (9), (10), CH,CH2CH,Br (11), 


CH CH=CH? (12), CH2CCH (13) 


Notes 
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Six-coordinate monooxo molybdenum(VI) com- 


plexes with catecholate and salicylaldehyde 
thiosemicarbazone ligands 


Six-coordinate MoO(Mecat)(PhTSCsal) and 
MoO(DTBcat)(PhTSCsal) are formed by co- 
ordination of tridentate PhTSCsal?~ and 
bidentate catecholate to MoO** . Each com- 
plex exhibits one reversible, metal-centered 
reduction and two irreversible, ligand-cen- 
tered oxidations. Geometric isomerism is 
suggested by the presence of two infrared 
absorptions in the Mo=O stretching region. 
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Sanshiro Komiya 
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C-Si bond cleavage of trihalomethyltrimethyl- 
silane by alkoxo- and aryloxogold or -copper com- 
plexes 


The C-Si bond cleavage of Me,SiCX, (X = 
F, Cl) proceeds smoothly by alkoxo- and 
aryloxogold(I or II) or -copper(1) complexes 
Au(OR)L (OR = OCH(CF;),, OPh), L= 
PCy;, PPh,, PMe,Ph, PMe;),  cis- 
AuMe,(OPh)L (L = PMePh,, PEt,, PMe,Ph, 
PMe,), Cu(OR)(PPh;), (OR = OCH(CF;),, 
OPh) to give trihalomethylgold or -copper 
complexes Au(CX,)L, cis-AuMe.(CF,)L, 
and Cu(CF,)L, with liberation of the corre- 
sponding silyl ether Me,SiOR 
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Experimental and theoretical approaches to the 


reactions of ruthenium-4,4’-dimethyl-2,2’-bipyri- 
dine carbonyl complexes 


The reactions of ruthenium-4,4’-dimethyl- 
2,2'-bipyridine (4,4’-dmbpy) carbonyl com- 
plexes were investigated by experimental and 
computational methods. The reaction route 
from [Ru(CO),Cl.], and 4,4’-dmbpy in ethyl- 
ene glycol proceeded in several consecutive 
steps to dimeric [Ru(4,4’-dmbpy)(CO),Cl],. 
The intermediates in each step were isolated 
and characterized using spectroscopic meth- 
ods. Total reaction energies were calculated 
by non-local density functional methods. 


Yan Ding, Phillip E. Fanwick, Richard A. Walton 
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An unexpected product isolated during the decom- 
position of an isomer of Re,Cl.(u1-dppm),- 
(CO)(CNXyl),; — synthesis and structural char- 
acterization of [Na(dppmO,),]Cl-2H,O-C,H, 


The crystal structure of the sodium complex 
(dppmO, = 
Ph,P(O)CH,P(O)Ph,) shows it to be 
isostructural with [Na(dppmO,),]Br-3H,O 
and [Na(dppmO,),]I-2H,O-C,H, with a trig- 
onal prismatic geometric about the Na cen- 
ter. 


aq. acetone 
30% H20> 


rexyst 


NaCl + 3dppm 


[Na(dppmO2)3)Cl -2H20 
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Preparation of a novel uranyl-o-sulfamidobenzoate 


complex: its crystal and molecular structure at 
150 K 


A novel uranyl complex of o-sulfamidoben- 
zoate has been prepared from a 2:1 reaction 
of saccharinate ions with uranyl nitrate hexa- 
hydrate, leading to ring opening. A single- 
crystal X-ray diffraction study at 150 K has 
shown that the compound has a catena struc- 
ture, with distorted pentagonal bipyramidal 
coordination of the metal. 
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Corrigendum to: “Preparation, crystal structure, 
spectroscopic and magnetic characterization of 


borate u-carbonato-tetrakis(di-2-pyridyl- 
—_tetrahy- 
drate” [Inorg. Chim. Acta 303 (2000) 181-189] 
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